Abstract: Sulfur-fumigated Chinese medicine is a common issue in the process of Chinese medicines. Detection of sulfur dioxide (SO 2 ) residual content in Fritillaria thunbergii Bulbus is important to evaluate the degree of sulfur fumigation and its harms. It helps to control the use of sulfur fumigation in Fritillaria thunbergii Bulbus. Near-infrared hyperspectral imaging (NIR-HSI) was explored as a rapid, non-destructive, and accurate technique to detect SO 2 residual contents in Fritillaria thunbergii Bulbus. An HSI system covering the spectral range of 874-1734 nm was used. Partial least squares regression (PLSR) was applied to build calibration models for SO 2 residual content detection. Successive projections algorithm (SPA), weighted regression coefficients (Bw), random frog (RF), and competitive adaptive reweighted sampling (CARS) were used to select optimal wavelengths. PLSR models using the full spectrum and the selected optimal wavelengths obtained good performance. The Bw-PLSR model was applied on a hyperspectral image to form a prediction map, and the results were satisfactory. The overall results in this study indicated that HSI could be used as a promising technique for on-line visualization and monitoring of SO 2 residual content in Fritillaria thunbergii Bulbus. Detection and visualization of Chinese medicine quality by HSI provided a new rapid and visual method for Chinese medicine monitoring, showing great potential for real-world application.
Introduction
Fritillaria thunbergii Miq. is a kind of liliaceous plant available in China. Fritillaria thunbergii Miq. is well known as an ornamental plant, and more importantly, a medicinal plant. Fritillaria thunbergii Bulbus has been used as an important Chinese medicinal plant for over 2000 years. Fritillaria thunbergii Bulbus shows special curative effect on clearing heat, resolving phlegm, relieving cough, detoxification, and disperse abscesses and nodules by a sulfur-fumigated process using chromatographic fingerprinting analysis [1] . Processing and trading of Fritillaria thunbergii Bulbus as a medicine is popular, which has great economic value.
Fritillaria thunbergii Bulbus are dried to be stored, transported, and traded. Traditional methods to dry Fritillaria thunbergii Bulbus are natural drying methods, drying instruments, and sulfur fumigation. Sulfur fumigation (SF) is a traditional preservation method in Chinese traditional medicine [2] . Sulfur fumigation could be efficiently used to prolong the shelf life of Chinese traditional medicine.
Materials and Methods

Sample Preparation
The fresh Fritillaria thunbergii Bulbus were collected from Pan'an, Zhejiang Province, China. The Fritillaria thunbergii Bulbus were appraised by the director of the pharmacist of Zhejiang Academy of Traditional Chinese Medicine before further analysis. The bulbs of Fritillaria thunbergii Miq. were cleaned and placed in fumigation boxes, and 40 samples were used for each treatment. The samples of each treatment were fumigated by 0 g, 10 g, 30 g, and 50 g of sulfur per 500 g sample. The fumigation procedure lasted for 24 h, then the samples were dried to 15% water content in an oven at 60 • C. The fumigated samples were then placed into sealed plastic bags and taken to the laboratories for image acquisition. In total, 160 samples were collected.
Hyperspectral Image Acquisition
The samples fumigated by different amounts of sulfur were used for hyperspectral image acquisition. The hyperspectral image acquisition was conducted on an assembled HSI system. The system acquires hyperspectral images in the spectral range of 874-1734 nm with spectral resolution of 5 nm for 256 wavebands. An imaging spectrograph (ImSpector N17E; Spectral Imaging Ltd., Oulu, Finland) coupled with a 320 × 256 camera (Xeva 992; Xenics Infrared Solutions, Leuven, Belgium) was used for hyperspectral images. The light illumination was provided by two symmetrically-placed 150 W tungsten halogen lamps (Fiber-Lite DC950 Illuminator; Dolan Jenner Industries Inc., Boxborough, MA, USA). The HSI system conducted linear scanning with the movement of the samples driven by a linear lead-screw drive stepper motor (Isuzu Optics Corp., Zhubei, Taiwan). For image acquisition, the height between the sample and the lens, the moving speed of the sample, and the exposure time of the camera were adjusted before the image acquisition to 320 nm, 22.8 mm/s and 4 ms to acquire clear and non-deformable images.
The acquired hyperspectral images by the system were raw images, and should be corrected to reflectance images by the following equation:
where I R was the corrected reflectance image, I white was the white reference image with nearly 100% reflectance. I dark was the dark reference image with nearly 0% reflectance.
To extract spectral data, the entire sample region of each sample was defined as the region of interest (ROI), and the average spectrum of each ROI was extracted as the sample spectrum. It was impossible to measure SO 2 residuals of each pixel, and the average value of SO 2 residuals and the corresponding spectrum of each sample were used for calibration.
Measurement of SO 2 Residuals
The SO 2 residuals in Fritillaria thunbergii Bulbus were measured by the acid-base titration method introduced by China Pharmacopoeia [6] . Firstly, the samples were ground into powders, and 10 g of powder of each sample was collected. The powders were added into a two-neck round bottom flask, then 300-400 mL water was added into the flask. The switch of the reflux condensing tube was open to supply water, and the reflux condensing tube was connected to a 100 mL Erlenmeyer flask by a rubber catheter. Fifty milliliters of 3% hydrogen dioxide solution as absorbent was added to the Erlenmeyer flask, and the rubber catheter port in the Erlenmeyer flask was buried into the solution. Before measurement, three drops of 2.5 mg/mL methyl red-ethanol solution indicator were added into the absorbent and the titration, by adding 0.01 mol/L NaOH into the absorbent, finished when the color of the absorbent changed from red to yellow. Secondly, the flow of nitrogen is provided at the speed of 0.2 L/min, and the piston of a separatory funnel was opened to let the HCl solution (6 mol/L) pass into the two-neck round bottom flask. The solution in the two neck round bottom flask was then heated to boiling, and the solution maintained at micro-boiling. After 1.5 h later, the heating procedure was stopped, and then absorbent was cooled. The cool absorbent was then stirred by a magnetic stirrer and the titration, by adding 0.01 mol/L NaOH into the absorbent, was conducted until the yellow color of the solution could remain for more than 20 s. Eventually, the SO 2 residuals could be calculated.
Multivariate Analysis
Spectral Preprocessing and Outlier Detection
The hyperspectral images contained random noises caused by the environment, the system, and the sample status. The spectra were extracted from the pixels within each sample. Thus, the pixel-wise spectra were preprocessed by wavelet transform (WT) with Daubechies 8 wavelet function, decomposition level 3, and seven-point moving average smoothing (MAS).
Calibration Model
Partial least square regression (PLSR) is a widely-used chemometric method in spectral data analysis [9, 10] . PLSR is proved to be stable, accurate and highly predictive models. The advantage of PLSR is that it could handle the large spectral data efficiently, and provide a detailed explanation of the relationship between the spectral data and the quality features. PLSR linearly projects both X and Y into new spaces, and explore the linear regression model between X and Y. The original X is transformed into new variables, called latent variables (LV). The linear equation of the PLSR model can be simply expressed as:
where B is the regression coefficients matrix, X is the spectral data matrix, and b0 is the intercept. The simple equation makes PLSR quite easy and fast to interpret and calculate. PLSR is also used to conduct rapid calculations of each pixel within the hyperspectral images. Before modelling using the spectral data and SO 2 residual content, outliers were detected based on the prediction residuals of SO 2 residual content by the PLSR model using all samples.
Optimal Wavelength Selection Methods
HSI generated a large amount of data. How to deal with this data is an important issue. The spectral data extracted from the hyperspectral images suffer from the risk of colinearity, redundant and uninformative wavelengths, resulting in complex and unstable models. Optimal wavelength selection aims at selecting a few wavelengths containing the most useful information from the full spectrum for analysis instead of the full spectrum. The selection of optimal wavelengths could improve the model performance and simplify the model. Selection of optimal wavelengths could significantly reduce both the spectral and image data. In HSI, optimal wavelength selection could also make the image visualization easy. Four different variable selection methods were used in this study, including the successive projections algorithm (SPA) [11] , weighted regression coefficient (Bw) [12] , random frog (RF) [13] , and competitive adaptive reweighted sampling (CARS) [14] .
SPA is a forward variable selection method. SPA projects one variable on the remaining variables, and the variables with maximum projection are selected as candidate subset, when the selected candidate variables reach the predefined number of variables. Then multiple linear regression (MLR) models were built on different numbers of variables, and the variables corresponding to the minimum root mean square error of cross-validation (RMSECV) of the MLR model are selected as the final optimal wavelengths.
Weighted regression coefficient (Bw) is a variable selection method derived from PLSR. To acquire Bw, the spectral data could be standardized to the same scale, and a new PLSR model is built on the standardized spectrum. Then, Bw is acquired from the new PLSR model. The Bw values indicate the relative importance of wavelengths. The peaks and valleys of the wavelength-Bw plot could then be manually selected as the optimal wavelengths.
Random frog is an efficient variable selection method [13] . Random frog simply uses the random frog algorithm to generate subsets, and then the PLSR models are used to evaluate the proposed subsets. The basic procedure of RF is: (1) generate a variable subset as the initialized subset by randomly selecting a predefined number of variables from the original variables; (2) generate a new variable subset based on the initialized subset, and evaluate the initialized subset and the new subset to determine if the initialized subset could be updated by the new subset with a certain probability; and (3) after the predefined iterations of step 2, the probability of each variable selected in all iterations are calculated to determine the optimal wavelengths.
CARS is also an efficient variable selection method based upon PLSR models. CARS uses regression coefficients of PLSR models as variable importance indicators. In CARS, PLSR models are built according to a predefined number of Monte Carlo sampling, and the weights of the absolute regression coefficients of each variable are calculated and compared. The variables with smaller weights of the absolute regression coefficients are eliminated based a predefined rule. For each iteration, PLSR models are built using the selected variables, and until the iteration ends, the variables corresponding to the minimum RMSECV of three-fold cross-validation are selected as the optimal wavelengths.
Image Visualization
The advantage of HSI is to provide spectral and spatial information simultaneously, making it feasible to apply the calibration models on the pixels within the hyperspectral image to form a prediction map to visualize the distribution of the sample quality parameters. Generally, the predicted maps are presented in color, and different colors represent predicted values. The basic procedure for image visualization is to build calibration models, then to apply the calibration models on the hyperspectral images. It was noticed that the performance of the prediction maps depend significantly on the model performance. It is a fact that hyperspectral images containing hundreds of wavebands could reach to several hundreds of MBytes or more than one gigabyte. Applying the calibration models using optimal wavelengths on the images at the optimal wavelengths could be easily and rapidly achieved with simple computational tasks. On the other hand, the calibration models using optimal wavelengths may achieve robust, accurate, and simple models compared with full spectra model. Thus, the optimal PLSR model using optimal wavelengths are used for image visualization.
Software and Model
The resizing of hyperspectral images was conducted on ENVI 4.6 (ITT, Visual Information Solutions, Boulder, CO, USA). The resizing was to cut the image with only samples and a single background from the original hyperspectral images. The spectral data extraction was conducted on Matlab R 2010b (The Math Works, Natick, MA, USA). PLSR was performed on Unscrambler ® 10.1 (CAMO AS, Oslo, Norway). The optimal wavelength selection methods and the image visualization were conducted on Matlab R 2010b (The Math Works, Natick, MA, USA).
The performances of the PLSR models using full spectra and the optimal wavelengths were evaluated by correlation coefficients of the calibration set and the prediction set (r c and r p ), and the root mean square error of the calibration set and the prediction set (RMSEC and RMSEP). A better model should have higher r c and r p , and lower RMSEC and RMSEP.
Results and Discussion
Spectral Profiles
Due to the noise caused by the detector, the head and the tail of the spectra contained obvious noises, and only the spectrum in the range of 975.01-1611.96 nm was used for analysis. Figure 1a shows the extracted spectra of the samples, and Figure 1b shows the average spectra of the four different treatments. It was found that slight differences could be found from the average spectra of samples under different treatments, and the sulfur fumigation showed influence on the samples. The average spectrum, average spectrum minus standard deviation spectrum, and average spectrum plus standard deviation spectra of a randomly-selected sample are shown in Figure 1c , and variances of the spectra could be observed within a sample. depend significantly on the model performance. It is a fact that hyperspectral images containing hundreds of wavebands could reach to several hundreds of MBytes or more than one gigabyte. Applying the calibration models using optimal wavelengths on the images at the optimal wavelengths could be easily and rapidly achieved with simple computational tasks. On the other hand, the calibration models using optimal wavelengths may achieve robust, accurate, and simple models compared with full spectra model. Thus, the optimal PLSR model using optimal wavelengths are used for image visualization.
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Due to the noise caused by the detector, the head and the tail of the spectra contained obvious noises, and only the spectrum in the range of 975.01-1611.96 nm was used for analysis. Figure 1a shows the extracted spectra of the samples, and Figure 1b shows the average spectra of the four different treatments. It was found that slight differences could be found from the average spectra of samples under different treatments, and the sulfur fumigation showed influence on the samples. The average spectrum, average spectrum minus standard deviation spectrum, and average spectrum plus standard deviation spectra of a randomly-selected sample are shown in Figure 1c , and variances of the spectra could be observed within a sample. (c) Average spectrum, average spectrum minus standard deviation spectrum, and average spectrum plus standard deviation spectrum of a randomly selected sample.
Statistical Analysis of SO2 Residual Content
The samples which were treated by 0 g sulfur were measured as 0 g SO2 residuals. Before modelling using the spectral data and SO2 residual content, 12 samples were removed as outliers. The remaining 148 samples were divided into the calibration set and the prediction set at the ratio of 3:1, 111 samples were selected into the calibration set and 37 samples were selected into the prediction set. The statistical analysis of SO2 residual content of samples in the calibration set and the prediction set is shown in Table 1 . It was noticed that the calibration set and the prediction set had similar weights. 
PLSR Model Using Full Spectra
PLSR is an efficient modelling method for spectral analysis due to its capability to deal with the dataset with more variables for X than Y. The PLSR model was built using leave-one-out cross-validation. The optimal PLSR model was obtained with 15 LVs. The results of the PLSR model using the full spectrum are shown in Figure 2 . The PLSR model using the full spectrum obtained good performance with rc and rp over 0.9. The results indicated that it was feasible to use HSI to detect SO2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus.
(a) (b) Figure 1 . (a) Full spectra and (b) average spectra of the samples under 4 different treatments; (c) Average spectrum, average spectrum minus standard deviation spectrum, and average spectrum plus standard deviation spectrum of a randomly selected sample.
Statistical Analysis of SO 2 Residual Content
The samples which were treated by 0 g sulfur were measured as 0 g SO 2 residuals. Before modelling using the spectral data and SO 2 residual content, 12 samples were removed as outliers. The remaining 148 samples were divided into the calibration set and the prediction set at the ratio of 3:1, 111 samples were selected into the calibration set and 37 samples were selected into the prediction set. The statistical analysis of SO 2 residual content of samples in the calibration set and the prediction set is shown in Table 1 . It was noticed that the calibration set and the prediction set had similar weights. 
PLSR Model Using Full Spectra
PLSR is an efficient modelling method for spectral analysis due to its capability to deal with the dataset with more variables for X than Y. The PLSR model was built using leave-one-out cross-validation. The optimal PLSR model was obtained with 15 LVs. The results of the PLSR model using the full spectrum are shown in Figure 2 . The PLSR model using the full spectrum obtained good performance with r c and r p over 0.9. The results indicated that it was feasible to use HSI to detect SO 2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus. (c) Average spectrum, average spectrum minus standard deviation spectrum, and average spectrum plus standard deviation spectrum of a randomly selected sample.
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PLSR Model Using Full Spectra
(a) (b) Figure 2 . Prediction results of (a) the calibration set and (b) the prediction set of the PLSR model using the full spectrum.
Optimal Wavelength Selection
SPA, Bw, random frog, and CARS were used in this study to select the optimal wavelengths. To conduct SPA, the number of wavelengths to be selected was set as 5-30, and 15 optimal wavelengths were selected. The peaks and valleys of the wavelength-Bw plot of the PLSR model were selected as the optimal wavelengths, and 21 optimal wavelengths were selected. To conduct random frog, according to [13] , 10,000 iterations were sufficient. In all, 24 optimal wavelengths were selected by random frog. To conduct CARS, the number of iterations was set as 10,000, the maximum components were set to 20, and the ratio of samples used in each Monte Carlo sampling procedure was set as 0.9. In all, 26 optimal wavelengths were selected by CARS. The selected optimal wavelengths are shown in Figure 3 and Table 2 . Prediction results of (a) the calibration set and (b) the prediction set of the PLSR model using the full spectrum.
SPA, Bw, random frog, and CARS were used in this study to select the optimal wavelengths. To conduct SPA, the number of wavelengths to be selected was set as 5-30, and 15 optimal wavelengths were selected. The peaks and valleys of the wavelength-Bw plot of the PLSR model were selected as the optimal wavelengths, and 21 optimal wavelengths were selected. To conduct random frog, according to [13] , 10,000 iterations were sufficient. In all, 24 optimal wavelengths were selected by random frog. To conduct CARS, the number of iterations was set as 10,000, the maximum components were set to 20, and the ratio of samples used in each Monte Carlo sampling procedure was set as 0.9. In all, 26 optimal wavelengths were selected by CARS. The selected optimal wavelengths are shown in Figure 3 and Table 2 . The selected wavelength 975.01 nm, 981.72 nm, and 995.15 nm were attributed to the water absorption [15] [16] [17] , the wavelength near 1020 nm (1018.65 nm) was assigned to protein [18] . The wavelength 1028.72 nm was assigned to a combination of C-H stretching first overtone and C-H deformation second overtone of CH3 [19] , the wavelengths between 1150 nm and 1214 nm were assigned to the second overtones of C-H stretching [20, 21] ; the wavelengths between 1408 nm and 1462 nm were attributed to the water absorption [21] ; the wavelengths between 1230 nm and 1400 The selected wavelength 975.01 nm, 981.72 nm, and 995.15 nm were attributed to the water absorption [15] [16] [17] , the wavelength near 1020 nm (1018.65 nm) was assigned to protein [18] . The wavelength 1028.72 nm was assigned to a combination of C-H stretching first overtone and C-H deformation second overtone of CH3 [19] , the wavelengths between 1150 nm and 1214 nm were assigned to the second overtones of C-H stretching [20, 21] ; the wavelengths between 1408 nm and 1462 nm were attributed to the water absorption [21] ; the wavelengths between 1230 nm and 1400 nm were corresponded to C-H second overtone [22] ; the wavelengths between 1460 nm and 1600 nm were attributed to the first overtone of O-H stretching variations [23] ; the wavelengths between 1600 nm and 1800 nm were attributed to the first overtones of C-H stretching [24] .
PLSR Model Using Optimal Wavelengths
PLSR models were built using the optimal wavelengths selected by four different methods. The results of PLSR models are shown in Table 3 . SPA-PLSR, Bw-PLSR, and CARS-PLSR models obtained better performances, with r c and r p over 0.9. RF-PLSR obtained slightly worse results, with r c and r p over 0.8. The Bw-PLSR model obtained the highest r p and lowest RMSEP (shown in Figure 4) . A fact that the number of wavelengths reduced from 190 wavelengths of the full spectrum to 15, 21, 24, and 26 wavelengths of the optimal wavelengths. The number of wavelengths was significantly reduced at least 86.3% by optimal wavelength selection. It was noticed that the PLSR models using selected optimal wavelengths obtained similar or slightly worse performance to the full spectrum PLSR model. The results showed that the selected optimal wavelengths carried useful information relating to the quality parameters. Although the number of optimal wavelengths was small compared with the full spectrum, informative wavelengths could be used for calibration instead of the full spectrum with similar results. As for spectral analysis, use of informative wavelengths relating to chemical meaning and quality parameters had great potential for practical application instead of the full spectrum. The overall results indicated that optimal wavelength selection could be used to detect SO 2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus by HSI. Table 3 . Results of PLSR models using optimal wavelengths selected by four different methods. nm were corresponded to C-H second overtone [22] ; the wavelengths between 1460 nm and 1600 nm were attributed to the first overtone of O-H stretching variations [23] ; the wavelengths between 1600 nm and 1800 nm were attributed to the first overtones of C-H stretching [24] .
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PLSR Model Using Optimal Wavelengths
PLSR models were built using the optimal wavelengths selected by four different methods. The results of PLSR models are shown in Table 3 . SPA-PLSR, Bw-PLSR, and CARS-PLSR models obtained better performances, with rc and rp over 0.9. RF-PLSR obtained slightly worse results, with rc and rp over 0.8. The Bw-PLSR model obtained the highest rp and lowest RMSEP (shown in Figure 4) . A fact that the number of wavelengths reduced from 190 wavelengths of the full spectrum to 15, 21, 24, and 26 wavelengths of the optimal wavelengths. The number of wavelengths was significantly reduced at least 86.3% by optimal wavelength selection. It was noticed that the PLSR models using selected optimal wavelengths obtained similar or slightly worse performance to the full spectrum PLSR model. The results showed that the selected optimal wavelengths carried useful information relating to the quality parameters. Although the number of optimal wavelengths was small compared with the full spectrum, informative wavelengths could be used for calibration instead of the full spectrum with similar results. As for spectral analysis, use of informative wavelengths relating to chemical meaning and quality parameters had great potential for practical application instead of the full spectrum. The overall results indicated that optimal wavelength selection could be used to detect SO2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus by HSI. 
Visualization of SO2 Residual Content Distribution
A full-spectra PLSR model obtained good performance for SO2 residual content determination. As mentioned in section "Image Visualization", full spectra of all pixels within the hyperspectral images was a heavy computational task and required high-level computational hardware. A fact that Bw-PLSR obtained similar performances as the full spectrum, and the amount of data was significantly reduced by 88.9%. Thus, the Bw-PLSR model was applied to predict the SO2 residual content of each pixel within the hyperspectral images. Firstly, the samples were isolated from the background to make the reflectance of the background zero. Secondly, the spectrum of each pixel 
Visualization of SO 2 Residual Content Distribution
A full-spectra PLSR model obtained good performance for SO 2 residual content determination. As mentioned in section "Image Visualization", full spectra of all pixels within the hyperspectral images was a heavy computational task and required high-level computational hardware. A fact that Bw-PLSR obtained similar performances as the full spectrum, and the amount of data was significantly reduced by 88.9%. Thus, the Bw-PLSR model was applied to predict the SO 2 residual content of each pixel within the hyperspectral images. Firstly, the samples were isolated from the background to make the reflectance of the background zero. Secondly, the spectrum of each pixel was extracted, and the sample preprocessing methods were applied on the extracted pixel-wise spectra. Thirdly, the optimal wavelength selected by Bw from the pixel-wise full spectra was extracted. Fourthly, the Bw-PLSR model expressed as Equation (2) was applied to predict the SO 2 residual content of each pixel, and the predicted pixels were formed as a prediction map. The prediction map of a hyperspectral image of the samples fumigated by 10 g sulfur per 500 g samples is shown in Figure 5 . The prediction map was acquired on a computer for less than two minutes with an Intel Core (TM) i7-6700 processor (3.40 GHZ), a NVIDIA GeForce GTX 750 Ti graphics cards and a 256 GB solid state disk.
Appl. Sci. 2017, 7, 77 9 of 11 was extracted, and the sample preprocessing methods were applied on the extracted pixel-wise spectra. Thirdly, the optimal wavelength selected by Bw from the pixel-wise full spectra was extracted. Fourthly, the Bw-PLSR model expressed as Equation (2) was applied to predict the SO2 residual content of each pixel, and the predicted pixels were formed as a prediction map. The prediction map of a hyperspectral image of the samples fumigated by 10 g sulfur per 500 g samples is shown in Figure 5 . The prediction map was acquired on a computer for less than two minutes with an Intel Core (TM) i7-6700 processor (3.40 GHZ), a NVIDIA GeForce GTX 750 Ti graphics cards and a 256 GB solid state disk.
(a) (b) As shown in Figure 4 , the distribution of SO2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus was non-uniform. The samples within the hyperspectral images showed the average measured SO2 residual contents in the range of 1.1-3.464 g/kg, and it could be found that most of the predicted SO2 residual contents were in the measured range, indicating the efficiency of the prediction map. The distribution of SO2 residual content could be directly visualized from the prediction map.
In fact, it was difficult to measure the actual SO2 residual contents of each pixel; thus, the accuracy of the prediction map now evaluated by the theoretical distribution and the average prediction value of the samples. The calibration model was essential in image visualization, a representative, robust, and accurate model was needed to ensure the prediction performance.
The prediction maps showed that HSI combined with the chemometric methods could be used to detect and visualize SO2 residual content in Fritillaria thunbergii Bulbus, providing a new method for online visualization and monitor of the quality of Fritillaria thunbergii Bulbus and other Chinese medicines.
However, the disadvantage of HSI to detect residual SO2 in Fritillaria thunbergii Bulbus could be attributed to the high cost of the instruments, and establishment and maintenance of the calibration models. The cost of the instruments would decrease with the development of HSI-related manufacturing techniques. Establishment and maintenance of calibration models is essential in practical application. The calibration models should be accurate and robust, and maintenance of As shown in Figure 4 , the distribution of SO 2 residual content in sulfur-fumigated Fritillaria thunbergii Bulbus was non-uniform. The samples within the hyperspectral images showed the average measured SO 2 residual contents in the range of 1.1-3.464 g/kg, and it could be found that most of the predicted SO 2 residual contents were in the measured range, indicating the efficiency of the prediction map. The distribution of SO 2 residual content could be directly visualized from the prediction map.
In fact, it was difficult to measure the actual SO 2 residual contents of each pixel; thus, the accuracy of the prediction map now evaluated by the theoretical distribution and the average prediction value of the samples. The calibration model was essential in image visualization, a representative, robust, and accurate model was needed to ensure the prediction performance.
The prediction maps showed that HSI combined with the chemometric methods could be used to detect and visualize SO 2 residual content in Fritillaria thunbergii Bulbus, providing a new method for online visualization and monitor of the quality of Fritillaria thunbergii Bulbus and other Chinese medicines.
However, the disadvantage of HSI to detect residual SO 2 in Fritillaria thunbergii Bulbus could be attributed to the high cost of the instruments, and establishment and maintenance of the calibration models. The cost of the instruments would decrease with the development of HSI-related manufacturing techniques. Establishment and maintenance of calibration models is essential in practical application. The calibration models should be accurate and robust, and maintenance of calibration models to cover more features of the unknown samples would enhance the prediction accuracy and model applicability.
Conclusions
HSI (874-1734 nm), combined with the PLSR multivariate analysis method and optimal wavelength selection methods (SPA, Bw, RF, and CARS), were used to detect and visualize the SO 2 residual content in Fritillaria thunbergii Bulbus. The pixel-wise spectra were preprocessed by WT (Daubechies 8 wavelet function and the decomposition level 3) and MAS (seven smoothing points) for spectra extraction and image visualization. SPA, Bw, RF, and CARS selected 15, 21, 24, and 26 optimal wavelengths, respectively. PLSR models using full spectra and optimal wavelengths obtained good performance, with r c and r p over 0.9 (except the RF-PLSR model), indicating the efficiency of optimal wavelength selection. The Bw-PLSR was applied on a hyperspectral image to form a prediction map, and the prediction map showed good performance with most of the prediction values in the measured SO 2 residual content range. The overall results indicated that HSI could be applied as a useful and efficient technique for detection and visualization of SO 2 residual in Fritillaria thunbergii Bulbus. The results of this study could be helpful to detect residual SO 2 in other Chinese medicines, as well as the quality of Chinese medicines. The pixel-wise prediction for visualizing SO 2 residuals in Fritillaria thunbergii Bulbus would help to develop online, rapid, and real-time visual detection systems for Chinese medicine quality in the future. More importantly, selections of optimal wavelengths carrying useful information related to the quality parameters could significantly improve the model efficiency and robustness.
